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PROTONATION STUDIES
Previous work in our laboratories on the series of phosphite esters 1-7 suggested that the Lewis basicity of the phosphorus lone pair toward BH3 and 0 depends on the degree of molecular constraint and on the geometrical relationship of the phosphorus and esteratic oxygen lone pairs (Ref. order and phosphorus charges, as is expected if the Fermi contact mechanism dominates the coupling. The rise in calculated positive charge on the phosphorus in progressing from 1-7 parallels the observed general decrease in Lewis basicity in solution:
In the absence of solvent effects, the above order is preserved as was shown recently using ion cyclotron resonance (Ref. For a ring of given size, the JPH coupling decreases with increasing methyl substitution. This observation suggests that the electron inductive nature of the methyl group reduces the phosphorus positive charge. In the highly methyl-substituted esters, ring-opening dealkylyation by solvolysis radily takes place at about -50°C, resulting in the formation of MeO(H)P (OH)OCmOSO2F ions.
SELENATION STUDIES
As shown in 10 < SeP (OMe ) < 11 < 12 < 13 < 114 Interestingly, the axial phosphorus lone pair in 10 is more basic than the equatorial lone pair in 11, as had been noted earlier (Ref. Although the general effect of the electronegativity of phosphorus substituénts on 1JPSe has been noted earlier in other laboratories (Ref. [12] [13] [14] [15] , no attempt to express these results in a quantitative manner has appeared. As shown in Table 2 , the average of the electronegativity (EN) values for the substituent atoms bound to phosphorus correlates with 1JPSe in a linear manner (Ref. 11) . Despite the crudeness of this approach, any of the equations in Table 2 give -JPSe values to within 14% of the experimental 19 ) is especially novel in that it represents the first report of the resolution of a phosphorus ester by means of an optically active coordination compound. The reaction sequence summarized in Scheme 1 affords +)-l5 and (-)-l5 as colorless oils in high optical purity, as shown by FT ia-P nmr spectroscopy in the presence of an optically active shift reagent. The overall yield, however, is only about 10%. Interesting features of this resolution mode are the necessity for a catalytic amount of the phosphite eer to effect the ligand exchange step, and the distinctly different P nmr parameters for the diastereomers. Although cis-dichloro platinum complexes of amines do have carcinostatic properties, a series of such complexes with the trivalent phosphorus forms of cyclophosphamide, isophosphamide and triphosphamide are not biologically active (Ref. 20) .. The approach outlined in Scheme 1 is being investigated as a potentially general route to resolving chiral phosphorus esters.
59-COBALT NMR STUDIES OF COBALT(III) COMPLEXES
The linear correlation of increasing ligand field Dq (i. ligand points taken from the data in Table 3 , confirms unambiguously the existence of a second linear correlation for second row elements. Contrary K3Co(CN)6 = 0; negative sign indicates upfield shift.
cTal from the spacing in the septet S9Co resonance. dUn0b5wab]e due to rapid Co relaxation.
to earlier conjectures (Refs. 2 and 25), the new line does not possess an intercept common with the line for first row element ligands. The trend among the phosphite esters to exhibit stronger ligand fields and higher 59Co values in the order P(OMe)3 < 1 < 2 < 
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Me ! HC1 (g) Scheme 2 a prochiral olefin, the conversion shown in reaction (1) was carried out. 
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